. 13 To mimic the reaction conditions in anhydrous EtOH we followed the fate of bromopropenyl acetate 3a in MeOH-d4 (without indium) at rt over time ( 1 H-NMR). An immediate and rapid consumption of reagent 3a (E-isomer faster than Z-isomer) and a clean formation of 25 (judged by the concomitant formation of d3-methylacetate in amounts equal to consumed 3a) was observed, putatively via the transient intermediate 24.
Intermediate 25 was then converted in a slower manner to 1,1,2 trimethoxy propane 26-d10 with deuterium-incorporation at the 2-position. Concomitant to the initial formation of intermediate 21 a significant shift of the HDO signal was observed which remained unaltered by the conversion to the final compound 26-d10. This observation is consistent with the drop of pH which was reported before and also observed by us.
Scheme S1: Fate of bromopropenylacetate 3a in alcoholic solutions (NMR and isolation) To confirm the above interpretation of the NMR-study in terms of final product, analogous experiments in non-deuterated MeOH and EtOH were performed giving 1,1,2 trimethoxy propane 26 and 1,1,2-triethoxypropane 27 upon evaporation, clarifying that the acetyl group is not incorporated in the final product (not clear from the NMR-study). Subjection of the more stable chloropropenyl pivaloate 23 to the same conditions in MeOH-d4 gave analogous but significantly slower conversion in the first step, in particular of the (Z)-isomer which was still present after 36h. The intermediate 25 was consequently only detected in minor amounts but the final product formed was the same compound 26-d10, further supporting our postulated order of events. 
